Experimental Section. General Methods. All reactions were carried out in flame-dried glassware, under argon using standard gas-tight syringes, cannulae and septa. THF, toluene, and diethyl ether were dried by distillation from sodium benzophenone ketyl. Dichloromethane and hexane were distilled from calcium hydride. Reaction temperatures refer to external bath temperatures. Commercially available reagents were used as received without further purification. Organolithium and Grignard reagents were titrated prior to use using N-benzylbenzamide or 1-pyreneacetic acid as indicators. 1 Reactions were monitored by TLC using pre-coated silica gel plates (Alugram Xtra SIL G/UV 254 , 0.20 mm thick), UV light as the visualizing agent and ethanolic phosphomolybdic acid as the developing agent. Flash column chromatography was performed with 230-400 mesh silica gel. 1 H and 13 C NMR were recorded in CDCl 3 at 300 MHz for 1 H and 75 MHz for 13 C, at 300 K, and calibrated to the solvent peak. DEPT data were used to assign carbon types. Mass spectra were obtained with EI ionization at 70 eV.
Ligand optimization studies (Table 1) . Experimental procedure.
To a solution of Ph 3 In (3 mL, 0.073 M) in dry THF, 2 ligand L (0.44 M, THF) was added via cannula at rt. After 1 h stirring the solvent was evaporated in vacuo to afford a solid or viscous oil that was kept under argon on the bench. After 24 h, the Ph 3 In(L) complex was dissolved in THF, added to a mixture of 4-bromoacetophenone and Pd(PPh 3 ) 2 Cl 2 and refluxed for 12 h.
Ph 3 In(DMAP) stoichiometry experiments (Figure 1). Experimental procedure.
To a solution of Ph 3 In (2 mL, 0.073 M) in dry THF, DMAP (0.44 M, THF) was added via cannula and the resulting solution was stirred at rt for 1 h. The solvent was evaporated in vacuo to afford a white to yellow solid. Toluene-d 8 NMR spectra were recorded for each sample.
Synthesis and isolation of Ph 3 In(DMAP).
To a solution of indium(III) chloride (487 mg, 2.20 mmol) in 15 ml of THF, PhLi (3.67 mL, 1.8 M in dibutyl ether, 6.60 mmol) was added dropwise at -78 ºC. After 30 min the reaction was warmed to room temperature, and stirred for an additional 30 min. A solution of 4-dimethylaminopyridine (269 mg, 2.20 mmol) in 5 ml of THF was added via cannula. After 1 h of stirring, the solvent was evaporated in vacuo to afford a white to yellow solid that was extracted with refluxing toluene. The extract was filtered and the solvent was evaporated in 
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Following the general procedure, the reaction of 14 (99 mg, 0.5 mmol) with 7 (153 mg, 0.25 mmol) and Pd(PPh 3 ) 2 Cl 2 (18 mg, 0.025 mmol) afforded, after purification by column chromatography (EtOAc/hexane 5:95), 89 mg of 18e (89%) as a colorless oil. 
